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(54) Title: COMPOUND PROTECTING AGAINST ULTRAVIOLET 



(54) *ufja>«ft: mft&Kmtisto 

(57) Abstract: A protective against ultraviolet which contains as an active ingredient a 
Y'-C-X-Z ( I ') compound functioning to protect against ultraviolet and represented by the general formula 
J-L (T): (T) wherein X represents NH or oxygen; Y' represents vinyl substituted by methyl or 

w phenyl, phenyl substituted by methoxy or fluorine, or naphthyl; and Z represents methyl, 

phenyl substituted by carboxy or nitro, or naphthyl. The compounds represented by the general formula (T) include both the novel 
compounds of the invention and known compounds. The protective against ultraviolet is highly effective in prevention against ul- 
traviolet and is highly safe. 
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m m m 

mvu (uv> Kns^nri^o mt^m^m^^^-^^^-^m^, &m\z. 
mmrnmm om&wz b $ nx ^ * . 

t-=kO. *a«WK®»fiffl|OjR^«*i»JR-r*UVBiRiR*J (i^Mfi2 8 
0-3 2 Onm) <h. ffi#Wfcfi»fiiffl©«tta*iRiK-f * U V AMJ (ffiA 
M&S3 2 0 - 4 0 0 nm) £ £ft£, 
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b ^ # i»it © tz & mm& o m ftrnwizim & $ t> a m w- jt * ? v - a * t* & m k & 
* >&&*nmznx^& 0 

fr&©3^»*©it:*£#ir**^ Xfttlll&fflfflOgftllll&fflttftg&J: 0-JS 

traits* aytizmmz n&vx^ miz <t z^m^n Lx-m^m&*m-t% z 
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Y-fl-X-Z ( I ) 

o 



XtiNHXtiO£g|*D U 




H 3 co4 /V-c— O-Hfv /V-CH 
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ii) : 



COOH 

H 3 C- C H = C H— C— N 



8tO 



x«mt>£ti% i <i>— w& i -e$khisn&it^m utsmc u- 1 o o 8 ) 

iii) : 

H a GO CH, 



T*$kt>Zn% i I T^^^tl^ft-a-fe (MCU- 2102) 

iv) : 

HXO 



Ol 



— 0-(v /V-CH 



-eitfrsn* i ©— jssc i T^^n-Mt-a-ti (it^cu- 5 o o 8 ) . 



4 




:17JP2002/011517 



-e&frsft* i (d— i -eiBkfrztizit&m dt^cu- 9 0 0 5 ) 0 

vi) : 



■z?*b$n-f. i co— jtsxt 1 T^^$n-s.<b^ ab^icu- 10005) 

vii) : 



CH ; 



\\ / 



CH=CH— C— O 



N 0 ? 



-e^^$n^» i fl£5£ 1 x-mfrznzit'SM ut&mcu- 1 1005) 
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*36EH, I ' : 



Y' — — X — Z (D 
O 

-^7^;uS^^t)L. fit 
huIH— I ft <Mb"£i$K £ Ob^MIHii Lvn©fb^£W#JJ£ 

a) MlBsC I T?^to$n*<k^ic^^r 
tuIHiC I -^bSft&fbBlfcl (BEfcDOfb^&CU- 5 0 0 9 £G&<) 14 % *§S 

B^*?>(-«k o infers ^n^Sf^-fb^-iteT?**. tuiBxt i T*&t>tstL*<t&® 

(DMfoMli, m&OitSmc U- 1 0 0 8 , CU-2 102, CU- 5 0 0 8 , 
CU-9005.CU-1 000 5 &tfCU- 1 1 0 0 5 f*«. 
b > imiB^C I • t?*fc£ft<5{b^fco^T 

mfrt>&frtitzwt%i<D{t'k®cu- 5009 *#t?<b-a-i|*T?**. huib^: i * t? 

HkfrZtiZlt'&motplzit. miZit-Br® C U - 5 0 0 9 t^n^T^izttogEftitTHb 

•a-ticu - 2 o i ostfcu- 5 o o 4ttin§^, {b-a-^cu - 2010. 
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cu- 5 o o 4mcu-5 o o 9&Mmmtoftm*mi-%ztttumme>ti 



ft-r &<> MfaiB-&j«te. W/tw: o . i 3 o nm%, l < n i k* 



b - 1 ) fb^ilCU - 2 0 10 t-ol^T 
•{b¥S:Ci,H M 0, (^12 6 2. 3 0 ) 

• fb¥£ : o - h «J ;u- 2 -^-7^;i/*;u*f+i/b 

• mmx : 



C H 




Ti8JB*Jfc LTffl^S (#HSBg5 8 - 1 8 3 2 8 6-§-<£$8) . Uli^fc^KiW L 
• >cit* 
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1 ) #PH§ Bg 58-183286 ##$g-5§- 
b - 2 ) it^CU- 5 0 0 4 fcol^T 
•^jC:Ci 8 HmO, (#?* 2 6 2. 3 0 ) 

• it^%> : p - b V )V- 2 -t7f;i/* )V#*is U- b 

• If ^ : ' 




mriBf t-^tj c u - 2 o i o tmmiz&mm&zit&mMtzMi'- b tz&^xw 
mmt iii^-i (jnfpshs 5 8 - 1 8 3 2 8 6 ^-^) „ ^mt^mizm it> 

• 

1 ) WMBg 58-183286 

2) McAdams, Christopher L. et. al ;Am. Chem. , Soc. Symp. Ser. 706 (Micro- and N 
ano Pattering polymers) , 292-305 (1998) 
b - 3 ) 

• <b¥5£ : C.HmO, 2 6 3 0 ) 

• fls^S : p - b V ;UT--tr- b 
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- 1 2 5 2 8 1 4§-#$g) 5Ll±»Aifi^ (4#B8BS 5 8 - 1 5 7 8 8 4 #&?R) * 
• 

1 ) ftRBBS 5 7 - 1 2 5 2 8 1 -5§-^$g 

2 ) ^riSBS 5 8 - 1 5 7 8 8 4 

3) Praefcke Klaus, et. al. ;Chemical-Ztg. 101 (10) , 450-451 (1977) 

4) Nikitin,K.V. et. el. ;Mendeleev Commun. 4, 129-131(1991) 
< H*fe0ij > 

i . tufeit i -e$kt>tsnz>4t&w (mmcoit&mcu- 5 0 0 9^io (o^m 
1 : it^mcu- 1008 ©-a-^ 



H0 2 C"^^ 
CU-1008 



1 0 0mL©tXl77X3C7>h7^H (4. OOg, 2 9. 2mraol) 
£2JD;i. 7)ls*>m&Lfc. ^ti!B77^3|c5;7aD>^> (5 0mL) 
^rTJP^-. 0°CT« 2 0#HHX#Lfc. ^t^T-fuIB77X3iz i -C 3 H 7 N (C, 
H 5 ) z (10. 7mL, 2. 1 ^«) £iD* % 3 0t}FWL^ o Sl-MfE? 
773Ch7>X-^Dh-;^DiJ K (3. lmL, 1. 1 ^fi) Zj}U7LMi& 

■ezmmmwLtz. mmw^vm (tlo 

ISfflittfbTV^-^ATKSifc (2 OmL) *AP^.. S>?na^ ? > (5 0m 

L) T-ttdJLrio (2 OmL) T-^L/c^. taMR-? 7* 

9 
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i/7A?D7^77>f-(SiO! 80g, Sfx^^/n-'s + tv* 1 / 

4) T?*S»L. ££BI$A (ISifil'/n it^MC 

U - 1 0 0 8 ( 9 7 6 m g . JR* 1 0 %) 

i ) *MR. : HfeSf-tMSS. m. p. = 1 0 5 ~ 1 0 7 t 

ii ) U V. "SJ^ : A max = 2 3 4 nm, e max =31937 

Hi) IR (KBr) i/cm' 1 : 3 4 8 3 , 1761, 1661, 1598, 14 

47. 1445. 1317, 1283, 1254. 1222. 1040. 10 

12, 771 

iv) 'H-NMR; 4 0 0 MHz (CDCh ) 5ppm: 2. 00 (dd. 3 
H, J = 1 . 7. 7. 0Hz). 6. 17 (dq. l'H, J = 1 . 7. 15. 6 
Hz). 7. 14 (qd. 1H. J = 7 . 0. 15. 6Hz). 7. 47 (dd 
d. 1H, J=l. 6. 6. 4. 8. 2Hz). 7. 55 (d. 1H. J = 8. 
2Hz). 7. 78 (ddd, J= 1. 5. 6. 4, 7. 9Hz), 8. 18 ( 
dd, 1 H. J= 1 . 6. 7. 9Hz) 

v) "C-NMR; 100MHz (CDC1, ) 5ppm: 18. 6, 1 16. 
9. 123. 2, 126. 8. 127. 9, 128. 5, 136. 4, 142. 
2, 147. 0. 156. 8. 159. 3 

vi) LRFABMS m/z (%) : 188 [100%. M-H 2 0 + ] 
2 : ^iCU - 2 10 2 (D^fSL 




tK#T> 7kMit1- b V 9 A ( 0 . 57g. 60 K*%8St&/"?7 7 -r >AStt. 

I 0 
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14. 2 3mmol, 2 ^1) ? d n ^ v ( i o mL) lS|(;t ^ h ^l/'/ 
( 0 . 73mL, 7. 12mmo], 1 Sfi) J&ZfMlt* * - T~ V -Y ;l/ ( 1 . 

2 1g, 7. 1 2mmol. 1 SI) ©^^nny^v (l OmL) MtiD^tfct 

M%\mt7 y =E -*7 l±7Y.m%L (2 OmL) *tiQx.KJfc$;fe±Ltz 0 £j?$c#j£v? 

*T>*7A?n7 h/77-f - (S i 0: 4 0 g , K^^^^/n-^ + ifV 
= 1/1 0) CTSSl, -fb^CU- 2 1 0 2 ( 1 . 7 2 g. JRSfSl 0%) * 

i ) 9m, mm : n&tew® 

ii ) U V, "5J*I : A max = 2 1 2 nm, e max = 8 5 7 2 

iii) IR(KBr)vcm-': 3448, 3075, 3006, 2958, 28 
36, 2597, 2360, 2065, 1948, 1737, 1601. 148 
9 

iv) 'H-NMR; 400MHz (CDC 1 j ) S p pm : 2 . 25 (s, 3H 
), 3. 89 ( s , 3H), 7. 14 (dd, 1H. J = 8. 0, 8. 0Hz) 

, 7. 17~7. 20 (m, 2H), 7. 26 (dd, 2H, J=5. 2, 7. 
2Hz) , 7. 41 (dd, 1H, J = 8. 1, 8. 1Hz). 7. 72 (t 
d, 1 H. J = 1 . 2, 1. 2Hz), 7. 83 (td. 1H, J = 1 . 1, 7 
. 6 H z ) 

v) "C-NMR; 1 OOMHz (CDCh ) 5ppm: 1 6 4 . 72, 1 5 

9. 73. 149. 56. 131. 17, 130. 78, 130. 30, 129 
. 63. 126. 98, 126. 09. 122. 56, 121. 98. 120. 

10. 114. 55. 55. 50. 16. 23 

vi) LREIMS m/z (%) : 243 [100%, M + + H] 

vii) HRFABMS : C.sHnOs K*f"f £ff-«{il (M + +H) 2 4 3. 0 9 4 

3 ; mi^m 2 4 3. 1 0 2 6 

1 1 
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mmm z : <t^m cu-5oos©m 



OH 



H 3 CO. 



'XT 000 ' * p 



CH 2 C l 2 .0°C 



NaH 



+. H3CO. 




CU-5008 



1 0 0mLOtxS7 7 73ii7j<Mt h'J^A ( 3 6 0 mg, 6 Ofi%S 
7 -f 8. 6mmol) £A*K 7;b^>Ii^Tt?i? 9 a a ^ ? > 

( 1 OmL) fctSISU 0 o C-ejt^Lfc o (4 4 Omg, 

4. 3mmol) fciQ*. 0 t Tf 5 #PM# Lfc. mizi&it* 9 - 7 =- V -T ( 6 1 0 
mg, 4. 3mmol) £*J>^> < 0?ST UfipA.. 0 X. T? 1 B^JE^ Lfc 0 TLCT* 

w.uv>m9i* i m&i,tz'&^ mmmtr i*7km%L u omD &ao;u v 

?na**> (70mL) T? 2 0tttfj L fc 0 T?ifc» LMtKR 

. 0 g^>'JAW7A?D7 K77-f-(SiO:20g, Klxfjl,/ 
n-^ + -9->=l 0/1) T-fSML. t#^n/ci^ H B H $rn-^ + if>^^S,|S H B B U 
, {L-a-ijCU- 5008 ( 7 3 Omg, iRJp 7 3%) 

i ) ^H. VO®. : m. p. = 58-6 It 

ii) UV, "5J^ : A roa , = 2 1 2 nm, e ro0 x = 38055, [a] D 24 = 0 . 
0 (c = 0. 98. CHC1, ) 

iii) I R (KB r ) v c m"' :2971. 1725, 1601, 1508, 12 
77, 1200, 1088. 1030, 9. 06. 752. 504 

iv) 'H-NMR; 400MHz (CDC1, ) 5 p p m : 2 . 36 (s, 3H 
, PhCHs ). 3. 87 (s, 3H, OCH, ), 7. 0 6-7. 81 (m, 
8 H. Ph) 

v) "C-NMR; 100MHz (CDC 1 s ) fippm: 20. 87. 55. 



1 2 
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4 7, 114. 43, 120. 06, 121. 3 1. 122. 54, 129. 5 
2, 130. 00, 130. 95, 135. 49, 148. 70. 159. 65 
, 16 5. 21 

vi) L R E I M S m/ z (%) : 2 4 2 [ 2 7 %, M + 3 , 13 5 [10 0% 
] 

vi) HRFABMS : C 15 H 15 0 3 tett-t&ft»m [M + +H] 2 4 3. 1 0 2 
1 ; ft^fit 2 4 3. 1 0 1 9 
nti&Mi : It^iCU- 9 0 0 5 <Diz$L 




GU-9005 



1 0 0mL©tXl77A3[; h-)U ( 6 9 1 mg , 4 8mmol) ftff 

7JI/^>gSlL^ THF (4 0mL, 1. 0 M) £7)D>U 0 *C tc&ip 
Ltz a COTHF**!:, 7^M<ti- b V 7 A ( 1 7 6 m g , 6 0 m&%tfLW)^^ 
7r/IS$. 4. 4mmol) . 2 - 7 a ^ y W )V 9 a V K ( 6 3 4 m g , 
4. Ommol) £#D;i, ISi;t2«jfbfc, T L C lCT®#4«>M^*BiS L 
. fi&jfQ£iMc (2 OmL) i?if;Vx-f;i/ (2 0 mL X 2 ) "Cttaj L 

. i?J<«gth l J'7AT«L/c. at£€U U is*)**/)],-*]? 

A^P7h^77>f - (S iO 2 30g. »K:t^;i,/ri-^*'9->- 1/2 0 
) 9 0 0 5 ( 1 . 0 1 g . J|R&9 5%) *t#/= 0 

i ) MB, fttt : Jtfetetttt 

ii ) U V, bT« :A ma x = 22 1. OOnm (^7nn>^ , e max = 
7 16 7 9 

iii) IR (neat) vcm"': 3432. 3065, 1937, 1745, 1 

1. 3 
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612, 1290, 1241, 754, 455 

iv) 'H-NMR ; 400MHz (CDC 1 3 ) 5ppm: 7 . 17-7. 25 
(m, 2H), 7. 40 (dd, 1H, J = 1 . 0, 7. 5Hz), 7. 4 5 ~ 

7. 57 (m, 4H), 7. 74 (d, 1H, J = 8 . 1Hz), 7. 82-7 
. 89 (m, 1H) , 7. 9 8~8. 02 (m, 1H), 8. 17 (dt, 1H 
, J = 1 . 7, 7. 5Hz) 

v) "C-NMR; 55MHz (CDC1 3 ) <5ppm: 1 17. 0, 1 17. 

8, 118. 1, 121. 2, 124. 1, 124. 2, 125. 3, 126. 

1, 126. 4, 126. 7, 127. 9, 132. 5, 134. 6, 135. 

2, 135. 3, 146. 4, 160. 9, 162. 7, 163. 5 

vi) LRE IMS m/z (%) : 267 [100%, M + +l] 

vii) HRFABMS : C I7 H 12 02 F Kft-f StiMiM 2 6 7. 0 8 2 6; SJ^fit 
2 6 7. 0821 

nmm 5 : it^m cu-10005 <d^$l 




100mL©tXl77X3(:2-t7h-;K541. 4mg, 3. 7 6mm 
ol) £f¥SU T;U=*>«g|Lfc&. THF (3 OmL) &iD;U Or^^SPL 
tz 0 iOTHF^C 7KiffctMJ-7A (18 0. 3 m g . 6 0 «;B%sftS!j/N 0 
7 7-OISS, 1. 1 iaS) RXf2 >V*u<<>is)V? a U K ( 0 . 5 4m 
L, 1. 2^fi) taiit 3 OftmUWLtz. TCLCTiM^?: 

BII§U ISffi^kTV^-^ A7K^ ( 5mL) Ztux.. mM^?* ( 5 0 mL 

1 4 
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^4t>ttSIS B B a lt, <t&®CU- 1 0 0 0 5 ( 0. 9 5 g. ft* 9 5 96) 

1 ) tt-n, MM, : fife^*. m. p. = 94-96 °C (n-^^ir->) 

ii) UV. rT^ : A m .x = 2 2 4. Onm, e mox =1 08436 

iii) I R (KBr) y cm" 1 : 1 7 2 8, 1611. 1457, 1296. 12 

3 7. 1151. 755 

iv) 'H-NMR; 4 0 0 MHz (CDC1, ) 5ppm: 7. 24(ddd. 
1H. J = 1 . 0, 8. 4. 10. 7Hz) . 7. 30 (td. 1H. J=l 
. 0. 7. 6Hz). 7. 38 (dd. 1H. J=2. 4. 8. 9Hz). 7. 

4 7 - 7. 54 (m. 2H), 7. 6 0-7. 65 (m. 1H). 7. 72 (d 
. 1H, J=12. 2Hz), 7. 83-7. 89 (m. 2H). 7. 91 (d 
. 1H, J = 8. 9Hz), 8. 16 (td. 1H. J = 1 . 8. 7. 6Hz) 

v) ,3 C-NMR; 100MHz (CDCh ) 5ppm: 117. 1. 117 
. 4. 118. 1. 118. 7. 121. 1. 124. 1. 124. 2. 125 
. 8. 126. 6, 127. 7. 127. 8. 129. 5. 131. 6. 132 
. 6. 133. 8. 135. 2. 135. 3, 148. 3. 161. 1. 162 
. 9 . 16 3. 7 

vi) LREIMS m/z (%) : 2 6 6 [10 0%. M + ] 

vii) HRFABMS : CuHmFOi ^M~t <5>Itit{fi 2 6 6. 0 7 4 3 ; $J£{8 

2 6 6. 0761 
6 : ittyty) C U - 1 1 0 0 5 
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5 0mLotXl7773(: 2-^ji/-5--ha7z;-;l/ (5 4 lmg 
, 3. 5 3mmol) £Aft> Ti^Vl^Lfcty^rinx^ > (2 3mL) 

Jf^L&^TK^L/c. b 'Jxf;i/7 5 > ( 0 . 5 9mL, 

4. 2 4mmol, 1. 2S1) *ifl^-x It: N i/Vt^^f 'J K ( 8 8 3 mg 

, 5. 3mmol. 1. 5 ^S, h7>^=7 5%) Oy?nax^> (5mL) ^ 
«^5^(tTiTlfc. T^L^i: lBf^Jt^L. M(-^®-e3 0#F H 1Jt# 
L/-c^ % tK (2 OmL) £ill*.TKJS*:#iI:Lfc. Lfcft. 7j<Jl<fc 

r)i?^DDX^> ( 2 OmL) 2 urn zntz^mm zf&mMWkmi- 

b >; A7K^?^ (2 OmL) mf-TU > (2 OmL) -e&^L7c 0 £<*>WfiJl 

mm i . 1 8 g £t#fc 0 

7>X/i/X-=5/l©l^«JtUT % ft^»CU-l 0 0 0 5 ( 7 6 7. 6 m 

g, ®mi 7%) zntz. W-izmfcZis v Ay^ 7 A?D7 ^^77^- (» 

lxWn-^tV = 1/10) h7>X/i/X = 5/ 1 

«Bt LT> {t^mCU- 9005 (232mg, JRJ? 2 3%) fcWfc. 
^tttt&tf*'*? b ^t 3 — ? > 

i ) *MR. Ik/& : 6feH#, m. p. = 1 0 4 ~ 1 0 6 °C 

ii) UV, bJ^ :A max = 2 8 3 nm, e = 62200 

iii) IR(KBr)vcm-':3440. 3083. 1730, 1634, 15 
23, 1347, 1142 

iv) 'H-NMR; 4 0 0MHz (CDC 1, , 27t) Upprn: 2. 33 ( 
s , 3 H, P h Ciis ), 6. 54 (d, 0. 15H, J=15Hz, ->X-C 
HCOO), 6. 67 (d, 0. 75H. J=16Hz, h7>X-CHC00 
), 7. 4 2 - 7. 46 (m. 3. 75H, b 7 >X-Ar ) . 7. 5 7-7. 
63 (m, 1. 2 5H, yX-Ar) , 7. 86 (d, 0. 15H. J = 1 6 H 
z, vX-Ar-CH), 7. 93 (0. 75H, J = 1 6 H z , h7>7-A 
r-CH), 8. 0 1- 8. 06 (m. 3H. Ar-OCO) 

v) "C-NMR; 100MHz (CDC 1 , , 2 7t) 5 p pm : 7 6 . 78 

1 6 
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, 7 7. 00, 115. 97. 117. 90, 120. 91, 128. 45, 1 
28. 57, 129. 09, 131. 12. 131. 47, 133. 82, 13 
8. 67, 147. 89. 164. 47 

vi) LRE IMS m/z (%) : 2 8 3 [ 1 2 %, M + ] . 1 3 0 C 1 0 0 % 
, Sipt.'-?] 

vi) HRFABMS iCuHnNO, KfchhSfHlfii [M + +H] 2 8 4. 0 9 
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